Introduction
The chem istry of silicon derivatives w ith a coordination num ber greater th a n 4 has no analogy in th e chem istry of carbon. The increased tendency of silicon to form stable penta-and hexacoordinate derivatives m ay be ascribed to th e relatively low energy of its 3 d-orbitals which enable th e form ation of m ore th a n 4<r-bonds an d w hich are able to tak e p a rt in (p->d);r bonding w ith nitrogen, oxygen and fluorine lone electron pairs. P entaco o rd in ate silicon m ay be observed in anions such as SiFs-1, or in neutral derivatives such as SiCU • NMe3 2 in which there is a weak N -> Si coordinate bond. A first X -ray diffraction conforma tion of silicon pentacoordination was provided in 1967 by a stu d y of th e dim ethylsilylam ine pentam er, in which th e nitrogen atom s occupy th e axial positions in a trigonal bipyram idal geom etry a t silicon3. The S i-N bond distances of betw een 1.96-2.09 Ä, which are considerably longer th a n th e weakness of the coordinate bond. Subsequent stru ctu ral studies of th e silatranes have yielded Si-N distances between 2.116 and 2.344 Ä, which have dem onstrated n ot only the weakness of this bond b u t also its variable dependence upon th e su bstituents a t silicon and the basicity of th e nitrogen donor4. The strength of th e bond is directly correlated to th e electron-w ithdraw ing properties of these substituents. Trigonal bi pyram idal geom etry was observed for all species.
The structures of N-silylphosphinimines have been shown to be dependent on th e n atu re of th e substituents R and R ' a t the P = N -S i skeleton5. A t room tem perature the postulated dim eric form B is only observed in the solid sta te and only when R 3' = F . 19F NMR studies have d e m o n strate d 6 th a t th e derivatives R ' = F, R = C2Hs, n-C3H 7, n-C4H 9, (CöHo, (CH3)2), display a <5f value in the range 145.7-146.4 ppm a t 30 °C in solution and are m onomeric, whereas a second signal a t ~ 118 ppm is observed upon cooling below 0 °C, th e intensity of which increases w ith decreasing tem perature. This signal m ay be a ttrib u te d to th e form ation of a dimeric stru ctu re of ty p e B. The X -ray analysis of th e title com pound 1 (R = Me, R ' = F), reported in this w ork was carried out in order to clarify th e n atu re of th e stru ctu re ty p e B and of th e Si-N bonding. No 19F NMR d a ta has been recorded for 1, owing to its insolubility in all available inert organic solvents. 
Experimental
Suitable crystals of 1 were obtained upon vacuum sublim ation a t 35-40 °C/0.3 T orr and were sealed into th in walled glass capillaries on account of their sensity to m oisture. 1 crystallises in the monoclinic space group P 2 i/n w ith u n it cell param eters a -6.314 (2) Tables I and II . Tables of observed and calculated stru ctu re factors are available from W .S .S . on request.
Discussion
The stru ctu ral analysis confirms a dimeric stru c tu re of ty p e B for [FaSiN -PM e3]2. A lthough it is not directly possible to distinguish between [SiN]2 and [PN ]2 four-m em bered rings by means of X -ray diffraction, as a result of th e similar scattering powers of silicon and phosphorus, an unam biguous assignm ent of th e mode of dim erisation is never theless facilitated by an inspection of th e observed bond lengths in 1. The exocyclic ligand distances ( on th e non-nitrogen atom in th e four-m em bered-ring lie in th e range 1.606-1.668 A and consequently m ay only be assigned to equatorial and axial S i-F bonds, as the shortest pentacoordinate (equatorial) P -C bond length which has previously been observed is 1.740(11) A 9. The S c h o m a k e r -S t e v e n s o n cor rected sum of th e atom ic radii for th e P -C bond is 1.88 A. C orroboratory evidence is provided by previous determ inations of th e S i-F bond length in a v ariety of species, w hich have yielded values between 1.55 and 1.71 A 10. O f p articu lar relevance is th e S i-F distance of 1.64(2) A observed for the hexacoordinated species SiF4 • 2 py n , which m ight justifiably be expected to be sim ilar in length to those in 1. (p->d)7r bonding com ponent . Inspection of Table V indicates th a t th e axial S i-N distance in 1 is very m uch shorter th a n th a t observed for the coordinate N ->S i bonds in [H 3SiNMe2]s 3 or in the silatranes4. In addition, th e sim ilarity of th e difference between th e axial an d equatorial bond lengths in 1 to th a t in th e diazadiphosphetidines, in which analogous bonding conditions m ight be predicted, leads to the conclusion th a t th e axial S i-N bond in 1 m ay be considered to be a "norm al" rath er th a n a co ordinate bond. Possible descriptions of the bonding
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